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Phosphorus (P) is a vital element to enhance crop growth, but the excessive application of water-soluble P
fertilizers has led to dwindling global P resources and elevated P levels in surface and ground waters. At the
same time, high levels of P are excreted by livestock and poultry industries. These animal manures present
an attractive source of secondary P, but the direct application of manures to farmlands may cause issues
with P losses and environmental and health risks. To overcome this, pyrolysis (the thermal conversion of
a biomass in oxygen-poor conditions) has been used in some situations without a full understanding of
the impacts of the pyrolysis process on P forms and availability in the manure. This article critically
reviews the use of pyrolysis to recover P from three types of animal manures (cow, swine, and poultry) in
the form of biochars for applications in agriculture. Specific emphasis is paid to the P species in manures
and their transformations during the pyrolysis process with the help of spectroscopic techniques (e.g.,
31p NMR and XANES) and P fractionation schemes. The P concentrations, species, and availability are
highly dependent on manure composition and especially pyrolysis conditions. During pyrolysis, the P is
concentrated in the solid phase (biochar) and transformed into more inorganic (orthophosphate) and
more crystalline forms as the pyrolysis temperature increases. Higher pyrolysis temperatures reduce the
P extractability, which lowers the risk for P losses but may also affect plant P uptake. Strategies to modify
P availability are presented and critical perspectives are given on the risks and limitations of manure-
derived biochar application in agriculture.

The pyrolysis of animal manures to recover phosphorus in the form of biochars addresses sustainability issues by contributing to both waste management (z.e.,
the transformation of manures into clean, phosphorus-rich materials), agriculture (i.e., enhancing soil fertility and crop growth by returning phosphorus to the

soil), and reduced dependence on phosphorus fertilizers derived from increasingly scarce phosphorus deposits. The P concentrations and species trans-
formation in the manure biochars and their agronomic effectiveness are highly dependent on the manure composition and pyrolysis conditions, which are
reviewed in this work. This aligns with the UN sustainable development goals on zero hunger (SDG 2), clean water and sanitation (SDG 6), and responsible
consumption and production (SDG 12).

1. Introduction

phosphate rock may be depleted within the next 30-300 years.*
Furthermore, the use of P in agriculture is largely a linear

Phosphorus (P) is an indispensable element for all life, and
large amounts of P are required in agriculture to meet crop
demands to feed the growing world population.* Nearly all P in
fertilizers originates from non-renewable phosphate rock, of
which the largest deposits are in Morocco, Western Sahara,” and
(as recently discovered) in Norway.* Some estimates suggest that
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process (from phosphate rock into P sinks). It is estimated that
only around 20% of the mined P is consumed by humans,® and
approximately 3-10% of the P applied to croplands is lost
through runoff, erosion, and leaching.*® In the former EU15
countries, these losses have been estimated at approximately
0.1 Tg P per year,”® while globally, combined losses from runoff,
erosion, and leaching are estimated at 3.0 Tg P per year.®
Although P losses from agricultural lands have greatly
decreased in the last decades, agriculture still heavily relies on
synthetic P fertilizers from non-renewable P sources like phos-
phate rock.>® The agricultural P flows urgently need to be

© 2025 The Author(s). Published by the Royal Society of Chemistry
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converted into a fully circular system by using P from secondary
raw materials,”*® which can only be done if P in waste streams is
effectively fed back to the soil into the food chain.

At the same time, P-rich waste streams are produced in large
quantities. Animal manures are comprised of animal excreta
(feces and urine) mixed with bedding materials and wasted feed
that is used for fertilization of land. Manure presents an ideal
secondary P source because it is renewable, has high P
concentration, and is available in large quantities on livestock
farms. In the United States alone it was estimated that
approximately 1.4 x 10" kg (1.5 billion tons) of manure was
produced in 2017, the large majority of which is from beef cattle
(78%) followed by dairy (19%), horse (3%), poultry (0.07%), and
swine (0.04%)."* The excreted P in these manures sums up to
atotal of 2.3 x 10° kg per year in 2017.**> Phosphorus excretion
rates per animal have been estimated at 9-28 kg P per individual
per year for cows, 3 kg P per individual per year for swine, and
0.12-0.35 kg P per individual per year for poultry.”* Manure thus
presents a considerable source of P that is cycled back into the
soil and enhances crop yields. Historically, there was little
reliance on external P sources and all P from both farm and
domestic wastes was recycled back onto the farmlands. But with
the emergence of P fertilizers, the fraction of such recycled P has
decreased; approximately 50% of P on agricultural lands origi-
nated from animal manures in 1961, which dropped to 32% in
2013.° At the same time, livestock farming has become signifi-
cantly more intensive during the past few decades, leading to
increased manure production. The manure is often applied to
relatively small agricultural areas, typically with the aim to
meet N requirements of the crops, which results in nutrient
surpluses in the soil."***® This overapplication of manures to
farmlands may lead to environmental issues and the subse-
quent leaching of P into rivers by both surface and subsurface
pathways, causing significant deterioration in water quality and
biodiversity.*®* In addition, animal manures may contain
heavy metals, pathogenic bacteria, hormones and antibiotics,
and the direct disposal of manure to the environment could
result in the release of such pollutants to soil, air, and water
bodies.” Moreover, the improper storage and handling of
manure presents a risk to human and animal life due to the
potential transmission of zoonotic pathogens to food and
water.?®

Biochars are produced by the thermochemical conversion
(pyrolysis) of a biomass under oxygen-limited conditions.
During pyrolysis, the organic matrix is largely thermally
decomposed and a carbonaceous material rich in inorganics is
left behind. In the case of manure, when manure undergoes
pyrolysis the solid material has a greatly reduced volume
compared to the unpyrolyzed manure, resulting in higher P
concentrations and easier storage and transportation. Pyrolysis
can eliminate pathogens, antibiotics, steroids, and other
micropollutants,*** which reduces the environmental and
health risks of biochars compared to the raw manure. When the
thermal treatment is carried out in a closed system under wet
conditions, the process is known as hydrothermal carboniza-
tion (HTC), which produces a hydrochar.> The HTC process has
distinct advantages over pyrolysis when wet biomasses are used
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since drying of the feedstock is not necessary, and a lower
energy input is required because of the lower operating
temperatures (typically 180-250 °C) than pyrolysis.>> Compared
to (hydro)thermal treatment, alternative P recovery approaches
from manure such as pelleting or composting have high
transportation cost, whereas precipitation of P through the
formation of Ca phosphates and/or Mg phosphates is limited by
the high organic matter contents of manure.”® Pyrolysis has
some advantages over incineration in that pyrolysis results in
the generation of combustible gases that can be used for energy
generation, and P availability from biochars is generally higher
than from ashes.'®® Moreover, compared to other manure
management techniques, pyrolysis leads to lower greenhouse
gas emissions.™

Several authors have reviewed the P transformations in
thermal conversion of biomasses.'**** Most notably, the article
by Huang et al.”” provides an excellent review of P speciation
and transformation in (hydro)thermal treatment of a wide range
of solid biowastes, and the extensive article by Lidman Olsson
et al.?® gives a very comprehensive insight into the P chemistry
in thermal conversion of biomasses. Rathnayake et al.** provide
a holistic view of the potential and limitations of manure
pyrolysis to provide energy and biochar. Other reviews have
focused specifically on the P recovery from sewage sludges
through thermal processes.®*® Recent review articles on live-
stock manures present P recovery techniques® and a biblio-
metric review on the established literature,® or focus on
manure pyrolysis for bioenergy®® or soil remediation.** The P
transformations in manures and other biomasses during HTC
and comparisons with pyrolysis have been discussed in several
recent review articles.>>?73%3

This critical review provides specific insight into the P
recovery from manures through pyrolysis for applications in
agriculture. The article focuses on P species in primarily three
types of manures (cow, swine, and poultry). Transformations of
the P species during pyrolysis are discussed with the focus on
spectroscopic techniques, fractionation schemes, solubility/
extractability, and availability to plants. Furthermore, process
steps to enhance the P availability are briefly discussed and the
article finishes with a critical discussion on limitations and
provides future perspectives.

2. Phosphorus content and species in
manures

2.1 Concentrations of phosphorus and metal cations in
manures

Fig. 1 provides an overview of the typical P concentrations
together with major cations in manures of different animals.
Generally, poultry and swine manures contain higher P
contents than cow manure. Phytate, the main P storage form in
plant seeds, cannot be broken down by monogastric animals
like swine and poultry because of the low activity of phytase
enzymes in the gut.”* To overcome this, the feed has been
traditionally supplemented with inorganic P sources, which has
led to higher P excretion.”»”® Nowadays it is more common to
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Fig. 1 Typical concentrations of P and major cations in manures of (a) cow, (b) swine, and (c) poultry. The values in the boxes represent the
median (middle line) with the first (25%) and third (75%) quartiles, and whiskers represent the minimum and maximum values. Circles indicate the
mean values. The values in brackets below each element indicate the number of data points used for that element. Figures are compiled from
various literature sources for cow,?~>* swine,-36.38-40.43.45-48.54-60 gnd poultry manures.36-38:40.43-4547.51,53-5559,61-70

add phytase in the diet of monogastric animals to break down
the organic P, which substantially increases the P availability
and utilization and in turn reduces P excretion.”*”® Even though
ruminant animals (like cows and sheep) can digest phytate, the
P use efficiency is only about 40%, and consequently a large
proportion of the P is excreted.” Within species, manure P
contents may differ due to, e.g., diet, growth stage, physiology,
size, and manure handling.

The P in manures does not exist as free (ortho)phosphate
ions but is frequently bound to metal cations. When consid-
ering the recovery and availability of P, the presence of such
cations should be considered as well, because the binding ion
may (greatly) affect the P release. In all manures, the major
cation is calcium (Ca), which is typically present in the order of
10-50 g kg~ ' but may be as high 160 g kg™ . The presence of Ca
and magnesium (Mg) is especially important; several studies
have demonstrated that the P mobility is related to the Ca and
Mg concentrations in manures, and that high Ca contents
decrease the P release.’®”*7® After Ca, the second most abun-
dant metal is potassium (K, 6-46 g kg™ ") followed by Mg (1-36 g
kg™ "). Concentrations of iron (Fe), aluminum (Al), and sodium
(Na) are relatively minor and are generally below 5 g kg™".

2.2 Phosphorus species in manures

In addition to the P content, the form in which the P is present
in manures is also crucial to understand because the species
greatly influences its release, mobility, and bioavailability, and
may also affect the P recovery approach. The P forms and their
availability may be affected by a number of factors such as
manure storage,””®" drying conditions,**** and animal diet.**
The most common P forms in manures are highlighted in
Fig. 2.8*% The simplest form is orthophosphate, which can be
present as deprotonated (PO,*>”) or protonated (HPO,>~ and
H,PO, ) forms. Two orthophosphate molecules can condense
to form a pyrophosphate (P,0,””) molecule. Further conden-
sation leads to the formation of polyphosphates, the length of
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which may reach up to several thousand units.?* Inorganic P
accounts typically for 50-75% of the total P in manures,*>* but
also higher values have been reported.*® Organic P in biomasses
is where the P is bound to carbon in the form of phosphoester
(P-O-C) linkages. Examples of phosphate monoesters include
phytate (inositol hexakisphosphate), which is the main P
storage form in seeds. Phosphate diesters include DNA, RNA,
and phospholipids. Examples of organic pyrophosphates and
tripolyphosphates are ADP and ATP, respectively.

The identification and quantification of the P species in the
manures is challenging because of the complex and varying
nature of the manure composition. A powerful tool that can be
used to provide insight into the P species is *'P nuclear
magnetic resonance (NMR) spectroscopy. Compared to solid
state NMR spectroscopy, solution *'P NMR has the advantages
of narrow peaks that can be easily defined, but a disadvantage is
that the P needs to be extracted from the matrix first. Among
extractants, most commonly a NaOH-EDTA solution has been
used.*® However, the use of improper extraction conditions
could affect the P extractability and the disappearance of peaks
for specific P forms.*>*”*® Other extractants like DI water may be
preferred in some situations.® Fig. 3 provides an overview of the
P species that have been identified in manures with solution *'P
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Fig. 2 Structures of typical P forms found in animal manures.
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Fig. 3 Overview of phosphorus types in cow, swine, and poultry
manures as analyzed by liquid phase >'P NMR spectroscopy using data
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NMR spectroscopy. By far, the most common P form in manures
is orthophosphate, which in most manures accounts for more
than half of the total P present. Small amounts of condensed
phosphates like pyrophosphate or polyphosphate may be
present, but these usually contribute only a small fraction of the
P. Monoester phosphates make up another large fraction,
primarily in the form of phytate. When comparing manures of
different animals, poultry manure tends to have higher organic
P concentrations than swine and cow manures. Unlike rumi-
nant animals like cows and sheep, monogastric animals like
swine and poultry have insufficient phytase activity in the gut,
so the phytic acid cannot be digested and dietary phytate will be
excreted if no phytase is included in the diet.”

A different approach to specify the P species in manures is by
fractionation based on the different solubilities of the different
P forms.”*® Hedley et al.*® developed a protocol to separate P
forms in soils, which was later adapted for manures,*" '
digestates,”” and biochars.'>'** In this procedure, the solid is
sequentially extracted with extractants of increasing strength,
typically DI water, 0.5 M NaHCO3, 0.1 M NaOH, and 1 M HCL.
Durations of each step and solid:liquid ratios may vary
between laboratories. The obtained P fractions can be described
as readily water-soluble P (H,O-P), labile P that is readily
available to plants (NaHCO;-P), lesser available inorganic P that
is associated with Al and Fe compounds (NaOH-P), and inor-
ganic P associated with or trapped in acid-soluble minerals such
as apatites (HCI-P).'**'** Any P that is not extracted in these
combined steps is the residual P (Res-P). Higher H,O-P values
may suggest a higher risk for short-term P losses.'>'*>'*® The
inorganic P (i.e., orthophosphate) concentrations in each frac-
tion are usually measured with UV-vis spectroscopy via either
molybdenum blue method or malachite green method. To
determine the total P in each fraction, each liquid extract
undergoes digestion to convert all organic and condensed P into
orthophosphate.'” The total P (now in orthophosphate form) is
measured spectroscopically, and the organic P (which also

© 2025 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Sustainability

includes condensed P forms) is taken as the difference between
total P and inorganic P. Fractionation procedures have been
employed in combination with *'P NMR measurements®4¢1%
or enzymatic hydrolysis*»®*#11% to get further insight into the P
species.

Fig. 4a provides an overview of typical distributions of
sequential P extracts from cow, swine, and poultry manures.
Generally, the P in cow manures is highly labile: the majority
(50-87%) of the P is found in the labile P fractions (H,O-P +
NaHCO;-P), suggesting a high P availability. Because water-
extractable P concentrations can estimate the P in runoff from
soil-applied livestock manures,'® highly labile P may thus also
indicate a high risk for P dissolution into runoff. The NaOH-P
fraction of cow manure contains 6-21% of total P, and the
HCI-P and Res-P together may contain 5-37% of total P. Similar
P distributions are found in swine manure, with H,O-P +
NaHCO;-P (labile P) values of 38-78%, NaOH-P of 5-51%, and
HCI-P + Res-P ranging from 11 to 46%. Compared with cow
manure, swine manure tends to have less labile P and more
NaOH-P. The P in poultry manures, on the other hand, is less
readily extractable with a large fraction in HCI-P. The labile P
(H,O-P + NaHCO;-P) accounts for 31-69%, NaOH-P is around 3-
20% and HCI-P + Res-P is 17-59%. Similar distributions in P
species were found with other fractionation procedures.**

The extracted P fractions can be further separated into
inorganic and organic P. The H,O-P and NaHCO;-P fractions of
cow, swine, and poultry manures consist mostly of inorganic P
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(Fig. 4b), whereas the NaOH fractions are richest in organic P.
As confirmed by *'P NMR measurements, the labile P fractions
(H,O-P and NaHCO;-P) contain mainly orthophosphate
whereas organic P (mainly phytate) is primarily extracted in the
NaOH fraction.*®**'*® Others have used P K-edge X-ray absorp-
tion near edge spectroscopy (XANES) spectroscopy to identify
the P species in fractional extracts of various manures.*®””
Pagliari and Laboski*’ analyzed manure samples from 7 species
(beef and dairy cattle, swine, chicken, turkey, dairy goat, horse,
and sheep) by sequential fractionation. They found a clear
division between ruminant + horse and non-ruminant animals.
For manures from ruminants and horse, most inorganic P was
extracted with H,O and NaHCOj;, whereas in non-ruminant
species a large inorganic P fraction was also extracted with
HCIl. Non-ruminant animals had much higher total P and
inorganic P contents in manure than ruminant + horse.

The Standards, Measurements, and Testing (SMT) harmo-
nized protocol was developed by Ruban et al.**? for extractable P
contents in freshwater sediments. This non-sequential proce-
dure divides the P forms into five fractions: NaOH-extractable P
(NaOH-P, which is P bound to Al, Fe, and Mn oxides and
hydroxides), HCl-extractable P (HCI-P, which is P associated
with Ca), inorganic P (IP), organic P (OP), and total P (TP). The
NaOH-P and HCI-P are frequently referred to as non-apatite
inorganic P (NAIP) and apatite P (AP), respectively.”® While
developed for sediments, this protocol has been occasionally
used for P speciation in manures. Garcia-Albacete et al.*® found
that pig slurry consisted mainly of inorganic P (95% of total P),
which in turn consisted largely of AP (51% of total P) followed by
NAIP (35% of total P). Tuszynska et al.®® found that the P frac-
tions in livestock manures decreased in order AP > NAIP > OP.
Similarly, Zuo et al.'** measured that chicken manure consisted
of 16% OP, 41% NAIP, and 43% AP, and dairy manure con-
tained 7% OP, 60% NAIP, and 33% AP.

Solid state characterization techniques have been applied
mainly to provide a qualitative indication of the P species. For
example, using solid state *'P NMR analysis, different P species
have been identified in poultry manure,"* dairy manure,*
swine feces,*® and sheep feces."® Other researchers have used P
K-edge XANES to differentiate between P forms.>"3%57,7791110117
X-ray diffraction (XRD) has been used to analyze crystalline P
forms of manures.***%57116117 However, due to the limited
resolution of solid-state techniques,'® researchers have
primarily employed liquid-phase techniques to quantify
different P species with higher specificity.

3. Phosphorus transformations
during pyrolysis of manures
3.1 Phosphorus concentration in manure biochars

Pyrolysis is the thermochemical conversion of a carbonaceous
feedstock in an oxygen-limited environment at temperatures
usually ranging from 300 to 800 °C. As the temperature is
increased during pyrolysis, weight loss takes place by moisture
loss followed by decomposition of hemicellulose, cellulose, and
lignin."*® Different products are generated, namely gases (CO,,

1088 | RSC Sustainability, 2025, 3, 1084-1101
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CO, CH,, and small hydrocarbons), liquid (bio-oil), and solid
(biochar), with their relative proportions depending on the
operating conditions. For example, fast pyrolysis has high
heating rates (~10-200 K s~ but can be up to 2500 K s~ for
flash pyrolysis) and short residence times (~0.5-10 s) and is
used for the maximization of bio-oil production. Slow pyrolysis,
on the other hand, uses extended residence times (order of
minutes to hours) with modest heating rates (~0.1-2 K s~ ') and
maximizes the formation of biochar.’**** Most studies have
used slow pyrolysis for the recovery of P from animal manures
due to the simple and cost-effective setup, although fast pyrol-
ysis has been investigated as well.**>*>*

Phosphorus retention in manure biochars is high, and on
average 89.9% (ranging from 68.5 to 118.6%) of the P is retained
(Fig. 5). These values are based on measurements of biochar
yield and P concentrations in the manure and biochars, and
values deviating from 100% are likely due to measurement
uncertainties and possibly losses due to particle entrainment in
the gas flow.”® Measurements on pyrolysis of wetland plants
have shown that small amounts of P may escape the solid phase
and end up in the gaseous or liquid products."***® The transfer
of P to the gas phase via carbothermic reduction and possibly
decomposition of organically bound phosphorus may take
place but is generally neglectable below 900 °C.*®***” Thus,
practically all P is retained in the biochar.

The main factors that affect the biochar properties
(including P content, species, and availability) are the pyrolysis
temperature, raw material, and the duration of the pyrolysis
process (also called the holding time or residence time).>*
Compared to other parameters, the holding time tends to be
less influential on the biochar properties,®*****%** and the effect
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Fig. 5 Phosphorus recovery in biochars produced from cow (n = 15),
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of holding time is greater at low temperatures than at high
temperatures.”** In biochars prepared from agricultural resi-
dues, longer pyrolysis times (1, 2, and 4 h) increased or did not
affect the total P and water-soluble P concentrations, depending
on the feedstock composition and pyrolysis temperature.'*
Across all pyrolysis temperatures and biomass types, Zhang
et al.** concluded that pyrolysis processes that are longer than
2 h increase the proportion of stable P when compared to
holding times of 2 hours or less.

Because of the thermal decomposition of the organic matrix
and retention of P in the solid material, the biochar yield
decreases™ and P concentration in biochars increases with
pyrolysis temperature (Fig. 6a—c). Total P concentrations up to
79 mg g~ have been reported,* depending on the manure and
the pyrolysis temperature. Raw materials with a higher innate P
concentration will result in more P-rich biochars. For example,
Liu et al.*® reported that the P content in cow manure biochar
increased from 13.7 mg g~ (raw manure) to 15.6, 26.5, 29.4,
32.3, and 32.5 mg g~ " when pyrolyzed at 200, 350, 500, 650, and
800 °C, respectively. At the same temperatures, the P concen-
tration of pig manure biochars were higher and increased from
20.8 mg g ' to 23.3, 37.5, 43.1, 44.8, and 44.5, respectively,
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whereas P concentrations in sheep manure biochars were lower
(from 8.0 mg ¢~ ' to 8.9, 13.9, 16.0, 17.4, and 17.9 mg g,
respectively).”* When normalized by the P concentration,
a common trend is observed across all manure types (Fig. 6d-f).
The P concentration is approximately doubled at around 400-
500 °C and in some cases may reach triple the initial concen-
tration at higher temperatures. This is a good prospect for
agriculture and waste management, providing a solid material
with a high P concentration and low volume.

3.2 Transformation of P species during pyrolysis

To track the P species during the thermal conversion process,
various authors have used *'P NMR spectroscopy on alkaline
(NaOH-EDTA) extracts of the manure biochars.>"**57929
Example of liquid phase *'P NMR spectra of NaOH-EDTA
extracts of swine manure and its derived biochars prepared at
300-700 °C are shown in Fig. 7a from the work of Liang et al.**
Swine manure presented peaks of orthophosphate, pyrophos-
phate, monoester-P, and diester-P. The monoester-P and
diester-P signals have disappeared upon pyrolysis >400 °C. At
the same time, the pyrophosphate signal increased at 300 °C
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and then gradually decreased with higher temperatures, and at
700 °C only orthophosphate was detected.

Fig. 7b gives an overview of the concentrations of organic P,
orthophosphate and pyrophosphate as function of pyrolysis
temperatures based on *'P NMR measurements. These P
transformations during biochar pyrolysis can be generalized as
follows. At relatively low temperatures, organic P species are

1090 | RSC Sustainability, 2025, 3, 1084-1101

degraded first; thermal decomposition of phytic acid may start
at 150 °C."** Uchimiya and Hiradate®> reported that the organic
P concentration of broiler litter decreased from 61% to 1% after
pyrolysis at 350 °C and was not found at 500 °C and higher. At
the same time, pyrophosphate is formed as an intermediate
species with a maximum concentration at 300-400 °C, where up
to 36% of the P may be in pyrophosphate form.** At higher

© 2025 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4su00524d

Open Access Article. Published on 04 de febrer 2025. Downloaded on 1/11/2025 16:59:06.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Critical Review

temperatures, pyrophosphate concentrations gradually
decrease and orthophosphate becomes more abundant.
Throughout the pyrolysis process the orthophosphate concen-
trations increase and at >700 °C only orthophosphate is
detected.

However, these results from liquid phase *'P NMR analysis
should be interpreted with care because only a fraction of P can
be extracted from the biochar which decreases with pyrolysis
temperature (Fig. 7c), resulting in the under- or over-estimation
of some species. Furthermore, as mentioned previously, the
extraction solution may alter the P species, so care should be
taken as the NMR spectra may not be fully representative of the
P forms in the biochars.

Phosphates in biochars tend to crystallize with Ca because of
the high Ca contents in manures, and the most frequently
detected crystalline phosphate phases in manure biochars are
whitlockite (including (Ca,Mg);(PO,), and similar compounds)
and apatites (mainly hydroxyapatite, Cas(PO,4);(OH)).>® Addi-
tionally, different orthophosphates (e.g., KCaPO,, MgNH,PO,-
-6H,0) and pyrophosphates (e.g., Ca,P,0;, K,CaP,0;, K,P,0-)
are sometimes observed,*®”*'** and the XRD patterns commonly
contain non-phosphate phases such as SiO, (quartz), KCI
(sylvite), and CaCOj; (calcite). For example, whitlockite was
formed when dairy manure was pyrolyzed at 450 °C (ref. 135)
and 500 °C,* and whitlockite and hydroxyapatite were found in
swine manure biochars produced at 600 and 700 °C.>” Poultry
manures may already contain some crystalline hydroxyapatite,
which is further crystallized upon pyrolysis."*® Nevertheless,
XRD can only detect crystalline P phases and may thus provide
an incomplete picture of the P species present.

To provide a more comprehensive insight into the P trans-
formations taking place within the solid, spectroscopic tech-
niques like P K-edge XANES and solid state *'P NMR
spectroscopy have been employed. For example, Jiang et al.**®
pyrolyzed poultry litter at 200-600 °C and used solid state *'P
NMR, XRD, and FTIR spectroscopy to monitor P trans-
formations (Fig. 8). The XRD patterns confirmed the presence of
hydroxyapatite in the poultry litter and all biochars, which
became more crystalline at higher pyrolysis temperatures. Solid
state *'P NMR measurements indicated that poultry litter con-
tained orthophosphate, phytate, and hydroxyapatite groups
(Fig. 8a). Increasing pyrolysis temperatures converted water-
bound HPO,>~ and phytates into hydroxyapatite. Phytates
were decomposed above 300 °C, and farringtonite (Mg3(PO,),)
formed above 500 °C. According to the solid state *'P NMR
analysis, the P in the raw poultry litter was 21% in the form of
hydroxyapatite, which increased to more than 70% at 600 °C
(Fig. 8b). At the same time, water-extractable P concentrations
greatly decreased from 2.9 g kg~' in raw poultry litter to less
than 0.2 g kg™ " at 400-600 °C (Fig. 8¢). Li et al.*> made similar
observations in the solid state *'P NMR spectra of pyrolyzed
poultry litter at 300-600 °C. Liang et al.** monitored the trans-
formation of organic P (inositol hexaphosphate) to Caz(PO,),
during pyrolysis of swine manure by P XANES analysis sup-
ported by liquid phase *'P NMR measurements. The authors
also identified small amounts of hydroxyapatite (10-15%) and
pyrophosphates (3-8%) in the biochars.

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Huang et al.**® performed solid state P XANES analysis of
cow, swine, and poultry manures. The H,O-extractable P frac-
tion rapidly decreased and the HCl-extractable P fraction
gradually increased when the pyrolysis temperature was raised,
which was ascribed to the degradation of organic phosphates
and gradual crystallization of Ca phosphates. The authors
found a similar speciation between manure types because all
manures had Ca as major P-binding element. Robinson et al.*>*
also found that pyrolysis increased the hydroxyapatite content
in poultry manure from 34 to 48% and a small amount of
pyrophosphate (Mg,P,0,) was identified in the biochar. The P
species in pig slurry, however, were hardly altered after
pyrolysis.

4. Phosphorus availability from
biochars
4.1 Phosphorus extractability and release

The P extractability has been evaluated in various aqueous
media in order to understand the potential risk losses and
predict the potential availability to crops. Water-soluble P
generally decreases with increasing pyrolysis
temperatures,>>*7,496470,112,134136:139 gogesting that the P release
risk from biochars is lower than from manures. For example,
the water-soluble P in fresh and pelletized chicken manure
decreased from 50-60% to 3-9% after pyrolysis at 500-700 °C.**
Cantrell et al.*” measured a decrease in soluble P after pyrolysis
of 5 types of manure biochars prepared at 350 and 700 °C.
Among manures, swine solids had highest soluble P in manure
but the lowest soluble P in the biochars. According to Cao and
Harris,* when dairy manure was pyrolyzed at 100-500 °C, the
water-soluble P first increased up to 200 °C and then decreased
with higher temperatures. The initial increase in P solubility
was ascribed to an increase in total P by biomass reduction but
may also be due to the increased fraction of P in orthophos-
phate form (the form that is detected with the molybdenum
blue method).

Different extractants have been used to get an indication for
the P availability to crops. The P extractability (both absolute
and relative to the total P content in the biochar) in organic
acids like 2% citric acid, 2% formic acid, or acidic ammonium
oxalate is generally high?®>7%92101:134140141 g tends to be higher
from manure biochars than from plant biochars.?>**° Increasing
pyrolysis temperatures result in decreased P extractability in
0.01 M HCI from poultry litter biochars.®® The P fraction that
was extractable in 1 M HCI was 68% for poultry litter manure
and increased to 87-99.8% after pyrolysis at 300-600 °C, with
the highest extractability at 450 °C."*> The P extractable in
neutral ammonium citrate (NAC) tends to be around 70-90% of
total P,”**°%** but also lower values have been reported.***

A number of studies have adapted soil tests for P to measure
extractability in biochars, such as Olsen P,**¢>112137:142 Bray-1 112
Bray-2,'*° Mehlich-3,°>"">'** and Colwell.™*® Higher pyrolysis
temperatures may decrease’®®® or increase Olsen P, or may go
through a maximum at intermediate pyrolysis tempera-
tures.">'*> The Mehlich-3 extractable P values were low (<4%)

RSC Sustainability, 2025, 3, 1084-1101 | 1091


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4su00524d

Open Access Article. Published on 04 de febrer 2025. Downloaded on 1/11/2025 16:59:06.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Sustainability

View Article Online

Critical Review

—
O
N

Ortho Hap Phytates
Farringtonite Pyro
100
PL600| &
c
- ) 1 s 80
™ 5 60
' PL500| §
i ~ ) a 40
()
=
n 5 2
= o)
5 © o
- B R Rl
g S0 o ob
© o O ©O © o o
Ss? o O O O o o
2
2 (c)
2
[ —o— PL —o— PL100 PL200 PL300
- PL400 —o— PL500 —o— PL600
—_ 3] 2 O B 8= a
P g
2
S 2
PL100| %
- ~—— | £
Q
(5]
c
8 1
PL .
I I T T T 0+ . ; : . - ;
0 50 100 150 200 250 300
20 10 0 -10 -20 Time (h)

Chemical shift (ppm)

Fig. 8 (a) >'P SP/MAS NMR spectra and the deconvoluted forms and (b) relative proportion (%) of the main P species in raw poultry litter (PL) and
PL pyrolyzed at 200-600 °C. Ortho, hap, phytates, farringtonite, and pyro refer to the deconvoluted peaks of protonated sodium orthophos-
phate (6 = 6.1 ppm), hydroxyapatite (6 = 2.6 ppm), phytates (6 = 0.6 ppm), farringtonite (6 = —0.4 ppm), and pyrophosphates (6 = —7 ppm),
respectively; (c) phosphorus release from raw and pyrolyzed poultry litter in deionized water. Reproduced (adapted) from ref. 136 with
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for poultry litter and its biochars,” but were >75% for poultry
litter biochars produced at pyrolysis temperatures up to 450 °C
and only dropped at higher temperatures.**> Tsai and Chang'**
observed a behavior in between, with high fraction of total P
extracted in Mehlich-3 at low temperatures and decreasing
values with increasing temperature.

However, there is no clear consensus on which test is best to
predict the P phytoavailability from biochars. Li et al.'** sug-
gested that Bray-1 was appropriate for predicting medium-term
available P and Mehlich-3 for long-term available P. Rose et al.**
concluded that Bray-2 and water extractable P correlated best
with P uptake in ryegrass, whereas Wang et al.'** proposed 2%
formic acid as best extractant to predict P availability from high
ash biochars, and others have obtained good results with 0.5 M
NaHCO; extraction to predict shoot biomass and P uptake from
secondary raw materials and wastes.'**'*> Because biochars
contain a large diversity in phosphate phases with widely
varying solubilities, standard extractants cannot reliably predict
plant P uptake."*® Alternative methods have been proposed,
such as sink-based P extraction with ion exchange
membranes' or iron bags,"*>** and diffusive gradient in thin
films (DGT),"*® but such methods have not been evaluated in

1092 | RSC Sustainability, 2025, 3, 1084-1101

detail on the P availability from biochars.?***>'** Hernandez-
Mora et al.** compared 6 P extraction methods (H,O, NAC,
electro-ultrafiltration, iron bags, NaHCO; and DGT) for
compliance testing of 30 recycled P fertilizers that were chem-
ically diverse. The DGT procedure provided the most accurate
prediction of fertilization efficiency. However, due to the
complexity of the DGT procedure, the authors recommend NAC
as a routine extractant because of the simplicity, high
throughput, and low cost, despite its limitations to predict
fertilization efficiency of Fe phosphate-containing fertilizers.
Fractionations of P from biochars have been widely used to
understand transformations of P species. Overall, pyrolysis
tends to decrease the available P forms and increase the stable
P.>* Examples of results from sequential (Hedley) fractionations
are shown in Fig. 9 for swine*” and poultry biochars**> produced
at different temperatures. It can be seen that generally the labile
(combined H,O-P + NaHCO;-P, which are similar to Olsen P**?)
and NaOH-P fractions decrease, while the HCI-P and Res-P tend
to increase, which was also confirmed in other studies.®”*%*1°
Using a modified extraction procedure based on soil tests,
Liu et al.*® found that the more soluble (i.e., soluble and loosely
bound inorganic P, aluminum-bound inorganic P, and organic

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 9 Sequential fractionation of biochars produced at different temperatures from swine manure (data taken from Jiang et al.*”) and poultry

litter (data taken from Li et al.**?). Increasing the pyrolysis temperature d

P) in manure decreased with increasing pyrolysis temperature
and transformed into less soluble P forms (i.e., calcium-bound
inorganic P and oxide-occluded inorganic P). The Fe-bound
inorganic P concentrations were higher for cow manure than
for pig and sheep manure.

The SMT protocol has occasionally been used to provide an
indication for availability transformations of P in pyrolysis. For
example, in the pyrolysis of chicken manure and dairy manure,
Zuo et al.™** found that higher pyrolysis temperatures (350 to
550 °C) resulted in transformation from NAIP to AP, suggesting
lower availability. Chicken manure biochars contained consis-
tently higher AP concentrations than dairy manure biochars.
Simbolon et al.** also measured a higher AP content in biochars
compared to fresh and pelletized chicken litter. However,
conclusions about P availability from these transformations
should be interpreted with great care. Becker and Kruse'*> have
recently highlighted that the SMT protocol may not accurately
capture the solubility transformations taking place during
(hydro)thermal treatment of sewage sludges, which may lead to
misleading conclusions about P availability.

The continuous P release in water has been evaluated by
suspending the biochar in DI water which is kept under
continuous shaking for a number of days. This procedure has
been used to measure the P release from biochars produced
from different manures®"!°h13%137:138153156 - and  also other
biochars."””*** Fitting of the experimental data to kinetic
equations (e.g., (pseudo-)first order, (pseudo-)second order,
intraparticle diffusion, or Elovich equation) can provide insight
into the P release mechanism. An overview of measured P
release from manures and their biochars is shown in Fig. 10.
The raw manures rapidly release P and between 10 and 60% of P
has been dissolved within the first 120 h. Pyrolysis greatly
decreases the rate of P dissolution, the effect being stronger for
higher temperatures. For example, Liang et al.*** showed that
dairy manure pyrolyzed at 450 °C presented a slow, continuous

© 2025 The Author(s). Published by the Royal Society of Chemistry

ecreases the H,O-P fraction and increases the HCI-P fraction.

P release over 240 h in water compared to raw dairy manure,
which had a rapid initial release and was constant after 24 h.
The inhibition of P leaching after pyrolysis was ascribed to the
formation of poorly soluble whitlockite ((Ca,Mg);(PO,4),)."** A
similar characteristic was found in the release of P from
and poultry manure biochars.'**** Sun et al.>® have
studied the P release from swine manure biochar produced at
450 °C. After 120 hours, 19% of the total P in the biochar
(consisting of 11% orthophosphate and 8% pyrophosphate) was
released, which was lower than the release from corn stover
biochar (45% of total P). The authors suggested that the P
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Fig. 10 Phosphorus release from manures and their biochars in DI
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dissolution from the swine manure biochar was limited by the
formation of crystalline phases like (Ca,Mg);(PO,), and
Mg,P,0,/Ca,P,0,. The cation to which the P is bound in the
biochar has a strong effect on the P release. For example, Ca-
rich biochars present a lower kinetic P release in water than
Mg-rich biochars, which is related to the higher solubility of Mg-
containing phosphates.™® Using a series of batch experiments,
Hadroug et al.*** found that the P release kinetics in water (pH
5.6) from poultry litter decreased at higher pyrolysis tempera-
tures. The authors also studied the effect of pH and dose.

The long-term P release in soil from biochars has been
evaluated by a number of authors. Compared to raw dairy
manure, manure biochar showed the slow release of P in soil
(pH 6.85) controlled by the stable P form (Ca,Mg);(PO,), in
biochar over 210 days.'*® A similar behavior was reported by
Wang et al.,'>* where the P release from the soil (sandy loam, pH
6.5) along with poultry litter biochar (400 °C) was significantly
slower than the P release from poultry litter. Piash et al*®
studied the P release in soil over 120 days from dairy manure
and chicken manure biochar produced at 300 and 500 °C,
applied at 2 wt% on a dry basis. The P release in DI water was
affected by various factors such as ambient temperature, pH,
and anions. The P release from biochars produced at 500 °C was
1.38 times (chicken manure) and 1.10 times (dairy manure)
greater than the biochars produced at 300 °C. Sanford et al.*>*
pyrolyzed dairy manure at 350 and 500 °C and found that the
available (Bray-1) P decreased with higher pyrolysis temperature
after incubation in two types of soil (loam and sandy loam) over
182 days. At a low application rate (34.5 mg P per kg) there was
no difference between the biochars and manure treatments, but
at a high rate (172.4 mg P per kg) the 500 °C biochar resulted in
lower P availability than 350 °C biochar and manure. In a 98
days incubation study, swine manure biochar application (0.5
and 1.5 wt%) in clay loam and silt loam soils increased available
(Olsen) P, increased orthophosphate and pyrophosphate
concentrations, and enhanced alkaline phosphomonoesterase
activity in a dose-dependent manner.'®* In a column experi-
ment, alkaline sandy soil (pH 8.1) amended with 5 and 8 wt%
poultry manure biochar presented a slow but continuous P
release over 40 days.'*

4.2 Plant studies

The conversion of animal manure to biochar not only retains
large amounts of P but also prolongs the release of P for plants
in the form of P available for plants. However, the available P in
animal manure biochar depends on various factors such as
pyrolysis temperature and type of manure. Organic P in
manures such as phytate, lipids, and DNA are slowly available
for plant uptake due to the strong binding of phytate to soils.**®
Plants primarily take up P in the form of orthophosphate and
condensed phosphates undergo hydrolysis into orthophos-
phate before being absorbed.'®”

In a recent systematic review of 26 meta-analyses covering
more than 1600 articles, Schmidt et al.**® concluded that bio-
char application has overall beneficial effects on agronomic
indicators like plant yield, root development, and soil microbial
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activity. While biochars have higher P concentrations than the
raw manures, a high P application to soil and high P content in
the biochar may not necessarily translate into a higher P uptake
in crops. Two meta-analyses concluded that biochar application
to soil can significantly increase P availability in soils***'”* and
also increase P uptake in crops compared to unamended
soils.”’® For example, yak manure biochars (300 kg ha™ %)
increased growth of barley compared to an unfertilized control,
even though there was no effect on soil N and P levels."”* Both
meta-analyses'®>'”® concluded that the extent of the P efficacy
depends on the pyrolysis conditions and soil properties. Soil
available P greatly decreases with pyrolysis temperature, and
low temperature biochars were more effective in increasing
available P in the soil compared to high temperature biochars.
Subedi et al'” studied the P availability from biochars
produced from swine manure and poultry litter in two different
soil types (silt-loam with pH 6.1 and sandy with pH 8.3). When
applied at 2 wt% per dry soil, the low temperature (400 °C)
biochars significantly increased both shoot and root dry matter
yield of ryegrass compared to an unfertilized control in the silt-
loam soil, while biochars produced at high temperature (600 °C)
had no effect on either shoot or root dry matter yield. The low
temperature biochars had approximately 2.0-3.5 times higher P
uptake efficiencies than the high temperature biochars in both
soils. When applied at 7.5 t ha~' (but not at 5 t ha™'), Wang
et al.** found that a biochar produced from a dairy manure-
wood mixture at 450 °C resulted in a higher yield of ryegrass
compared to pyrolysis at 250 and 550 °C. Overall, Tesfaye et al."”®
concluded that there was no apparent effect of pyrolysis
temperature on plant P uptake, suggesting that low P avail-
ability may not necessarily mean low P uptake.

Concerning soil properties, biochar application tends to be
more effective in soils with low pH, fine texture and low available
P concentrations.’** Subedi et al'”®> measured a higher P
uptake in ryegrass from swine manure and poultry litter biochars
application in acidic silt-loam soil compared to alkaline sandy
soil. On the other hand, some authors have reported good effi-
cacy in alkaline soil: in a clay loam soil with pH 7.98, Gunes
et al.'” reported that poultry litter biochar (10 g biochar per kg
soil) increased dry weight and P uptake of lettuce compared to
unfertilized control, to a similar level as the unpyrolyzed poultry
litter at an equivalent P application (20 g poultry litter per kg soil).

There is an effect of crop type and experiment type (labora-
tory versus field),'”® but the duration of the experiment does not
influence the efficacy.'® Whereas Glaser and Lehr'*®® did not
find any influence of the feedstock, Tesfaye et al.'”® concluded
that manure biochars were more effective in increasing soil
available P and plant P uptake compared to other feedstocks
(i.e., crop residues, wood, and sewage sludge). This was possibly
due to the higher P concentration and more favorable pH of
manure biochars. In both the absence and presence of
a commercial P fertilizer, chicken manure biochar was more
effective in increasing P uptake in wheat than wheat chaff bio-
char, but also increased P leaching.'”

While most studies have demonstrated positive effects of
biochar compared to unamended soils, manure biochars often
produced similar or lower results compared to unpyrolyzed

© 2025 The Author(s). Published by the Royal Society of Chemistry
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manure or commercial fertilizers. Both chicken manure and its
biochar (prepared at 400 °C) were as effective as commercial
superphosphate in increasing shoot dry matter of rye when
applied at 100 mg P per kg soil.*** Both poultry litter biochar and
cow manure biochar were equally effective as water-soluble
KH,PO, in increasing shoot biomass of ryegrass grown in
a neutral sandy soil at 50 mg total P per kg soil. Cow manure
biochar, however, resulted in lower shoot P concentrations
compared to poultry litter biochar and KH,PO,."*° After 6
harvests, biochars produced from a dairy manure-wood
mixture at 5 and 7.5 t ha ' were as effective as commercial
fertilizers at comparable or lower P applications in increasing
yield, but not P uptake in ryegrass.*** Sheep manure biochar was
more effective in increasing barley yield than sheep manure and
vermicompost when applied at 2 wt% per dry soil."””> However,
the authors did not control the application rates of N, P, or any
other nutrients, and these differences in treatment composition
may have been at least partially responsible for the observed
differences.

Recently, Hernandez-Mora et al.'’® compared the fertilizer
efficiency of 30 recycled P sources to triple superphosphate in
pot trials across 3 European locations in wheat, barley, and
ryegrass. The fertilizers, including a pelletized product con-
taining chicken manure and grape residue, a poultry litter
biochar, and a pyrolyzed pig slurry digestate, were applied at
50 mg P per kg growing media, and the P species in each
fertilizer were identified using P K-edge and L, ;-edge XANES. At
two of the three locations, all three manure-based materials had
equivalent mineral replacement values (MRV) and agronomic
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mineral replacement values (aMRV), but at the third location
the performance decreased in the following order: chicken
manure and grape residue pellets > poultry litter biochar >
pyrolyzed pig slurry digestate. All fertilizers that contained
hydroxyapatite/tricalcium phosphate (such as pyrolyzed pig
slurry digestate) had significantly lower MRV and aMRV values
than triple superphosphate, while those containing dicalcium
phosphate (like chicken manure and grape residue and poultry
litter biochar) had a comparable performance.'”® The authors
classified all three fertilizers as ‘effective’ based on the MRV
values above 60%.%*

A meta-analysis on biochar applications in European soils
did not find sufficient supporting evidence for the agronomic
efficiency of biochars compared to mined and synthetic P
fertilizers, primarily due to a lack of data.'® Also Sarvi et al.”
demonstrated that in sandy soil (pH 6.5), pyrolyzed broiler
manure was less effective than granulated broiler manure in
ryegrass when applied at 100 mg P per kg soil. Over 4 consec-
utive harvests the yield of granulated broiler manure was 36%
higher and total P uptake was 53% higher. This was related to
the lower P extractability from the biochar in the sequential
extraction procedure. The authors stated that the pyrolyzed
broiler litter may be suitable as slow release P fertilizer in acidic
soils. Vanden Nest et al.'”® compared several organic fertilizers
applied at equivalent P rates of 39.3 kg P per ha in sandy loam
soil, and found that the P use efficiency in ryegrass decreased in
order animal manure > digestate > compost > biochar, which
was ascribed to the presence of apatite present in the biochar
and compost.

Table 1 Examples of strategies to modify the P availability of manure biochars through co-pyrolysis

Manure type  Additive Pyrolysis conditions Key findings on manure P Reference
Swine CaCl,-2H,0, 700 °C, 2 h SMT protocol: higher AP in order CaCl, (93%) > Xu et al. (2023)"°
MgCl,-6H,0, KCl, MgCl, (92%) > PVC (91%) > unmodified (84%) >
Nacl, polyvinyl chloride Nacl (82%) > KCl (79%)
(pvQ) CaCl,, MgCl,, and PVC: Formation of chlorapatite,
stanfieldite (only MgCl,) and possibly Caz(PO,),
Swine CH;COOK 500-700 °C, 27 min Higher water-extractable and NAC-extractable P Buss et al. (2022)"*°
Swine KOH, K,CO;3, 700 °C, 2 h Slightly lower total P Liu et al. (2024)"8
CH;COOK, C¢H5K505 No effect on water-extractable P
Higher P extractability in NaHCOj3, NAC, and FA
Hedley extraction: higher fraction in NaHCO; and
NaOH, lower fraction in HCI
Stronger effect for organic K than inorganic K
Formation of CaKPO,
Poultry CaCl,, MgCl,-6H,0, 250-550 °C, 1 h Total P hardly/not affected Xiao et al. (2018)"*”
FeCl;-6H,0 Lower extractable (Olsen) P in order unmodified >
MgCl, > CaCl, > FeCly
Lower P release in water
Poultry Ca-bentonite 300°C,1h Lower P release Piash et al. (2022)"*?
Poultry MgCl, 500-900 °C, 4 h Lower extractable P at pH 5.0 Padilla et al. (2023)"®?
Formation of Mg3(PO,),
Poultry Mg(OH), 300-700 °C, 30 min Total P increased at high temperature but Leite et al. (2023)"®

decreased at low temperature

Lower water-soluble P

Lower kinetic P release in water

Higher extractable P in 2% citric acid and 2%
formic acid (but not at 700 °C)

Formation of MgNH,PO, and Mg;(PO,),-8H,0

© 2025 The Author(s). Published by the Royal Society of Chemistry
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In summary, most plant studies have compared biochar
application to unamended soils and generally find positive
responses, and various studies concluded that biochars can
have beneficial effects that are not different from (but in most
cases do not exceed) the raw manure. The availability of P from
manure biochars depends on the pyrolysis conditions, feed-
stock, and soil and crop conditions, but is often lower than that
of the raw manure. However, there is a lack of studies that
directly compared manure biochar to raw manure at equivalent
total P application rates on P-responsive soils, while also
accounting for the confounding effects of biochar application
on crop growth (for example, changes in soil pH and salinity,
concentrations and availability of other nutrients, soil organic
matter, soil structure, and soil microbial activity).

4.3 Strategies to modify P availability

In order to tailor the P species and its availability, several
studies have performed co-pyrolysis of manures with other
compounds and some examples are given in Table 1. Whereas
the co-pyrolysis of manure with K compounds increases the P
extractability,*®**'** co-pyrolysis with Mg compounds may either
increase™® or decrease the P extractability,*”'** and Ca generally
reduced P extractability.'”'®> To enhance the total/available P in
manure biochars, several authors have enriched manure bio-
chars by co-pyrolysis with P-containing compounds.>* 3618
Other researchers have explored biochar activation through
different means. For example, poultry litter biochar was acti-
vated with methanesulfonic acid at 400-700 °C, which resulted
in higher total P and lower water-extractable P (except at 400 °C),
lower pH and electrical conductivity, and a higher water holding
capacity.®® Post-treatment of biochars has also been done by
char oxidation and steam gasification to increase P availability
in soils.”

Most of the modification methods have been carried out on
sewage sludges and their biochars, and such approaches may
also be used for manure biochars. For example, treatment of
sludge-derived biochar with H,SO, and NaOH increased H,O-P,
NaHCO;-P and NaOH-P and decreased HCI-P, which resulted in
an increase in shoot dry matter and P uptake of maize, whereas
treatment with Ca(OH), had little effect.'® Li et al.®® carried out
the co-pyrolysis of sewage sludge with CaO or MgO. Using the
SMT protocol, the authors found that CaO increased the total P
concentration, enhanced XRD peaks of hydroxyapatite and
Caz(P0O,),, and resulted in transformation of NAIP to AP (sug-
gesting a higher P stability). When MgO was added in the
pyrolysis process, the total P levels in the biochar were
increased, peaks of Mg;(PO,), were observed, but the NAIP and
AP concentrations were hardly affected. Other authors observed
similar effects when sewage sludge was co-pyrolyzed with Ca
compounds (CaO, Ca(OH),, Caz(PO,),)."*"'**

5. Challenges and future perspectives

Pyrolysis of animal manures has various benefits, such as
volume reduction (meaning easier storage and transportation),
reduced nutrient leaching, reduction of greenhouse gas
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emissions, energy recovery in the form of combustible gases,
and elimination of pathogens, organic contaminants, and
odor.**®3 And despite the generally good prospects of P
recovery from manures through pyrolysis for direct applications
in agriculture, this approach still presents several concerns.
Recent review articles have highlighted the negative impact of
biochar applications in soil.****** For example, animal manures
may contain significant levels of heavy metals (e.g., Zn, Cu, Ni,
Cr, Pb, Cd, As, Cr, and Hg)."* During pyrolysis, heavy metals are
largely retained in the biochar and their concentrations gener-
ally increase with higher treatment temperatures.®*%142194-196
Small (usually <5%) fractions of some more volatile elements
(like Cd, Pb, and As) may be lost in the gas phase,'®® and their
concentrations in biochars may decrease at =600 °C.°%"*'%3
Most biochars contain heavy metal concentrations within
permissible levels,>*® although elevated concentrations of for
example Zn, Ni, and Cr have been reported.****® Pyrolysis
converts the heavy metals from more available into less avail-
able forms, and the environmental risk is reduced compared to
the raw manure, but not completely eliminated; these may still
present a potential for long-term ecotoxicity.'**%

Secondly, there are concerns about the toxicity of biochars.
Pyrolysis may result in the generation of volatile organic
compounds (VOCs) and polycyclic aromatic hydrocarbons
(PAHs)," and several studies have confirmed the potentially
toxic effects of VOCs and PAHs to different organisms.*>'97-2%
The concentrations of both VOCs and PAHs (as well as the
toxicity) are strongly dependent on the feedstock and pyrolysis
conditions.**"*>

In addition to P, the value of other nutrients such as N and K
should be considered as well. Pyrolysis at low temperatures
(<400 °C) may initially increase the N concentrations of bio-
chars, but losses at higher temperatures decrease the total N
concentrations.®®70201202 At the same time, extractable N
concentrations in biochars decrease with increasing pyrolysis
temperatures**>'*” as N is converted into organic N species like
pyridinic-N and pyrrolic-N.>** As a consequence, the N avail-
ability from biochars is lower than that of unpyrolyzed
manure.*** To reduce N losses during pyrolysis, the separation
of water-soluble N from the manure prior to pyrolysis is
necessary, which can then be combined with the biochar to
form a biochar-based fertilizer."* Compared to N and P, the
aqueous release of K from biochars is generally high and may
even increase at higher pyrolysis temperatures.®®”*'%* Manure is
also an excellent source of soil organic matter,****** and the C
losses during pyrolysis and the increased aromaticity and
stability of C in the biochar may affect soil properties in both
short- and long-term.?**%

While most plant trials have demonstrated that P from
manure biochars is phytoavailable, further agricultural trials
are needed to demonstrate whether manure pyrolysis is bene-
ficial from an agronomic and economic point of view. Such
trials should directly compare the performance of manure
biochar to that of raw manure at equivalent total P application
rates under carefully controlled conditions. Several studies have
estimated that animal manure pyrolysis is financially beneficial
(including the P value in the char as well as energy value from

© 2025 The Author(s). Published by the Royal Society of Chemistry
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char, oil, and fuel).’*?'° For example, Azuara et al.'*® estimated
that fast pyrolysis of pig manure would cost around 0.4-4.4 €
per ton with an estimated overall benefit of 3.98-5.13 € per ton,
which is financially more beneficial than transportation of the
manure. Other studies have much higher cost estimates (e.g:,
218-274 $ per ton (ref. 211)). There is a very high variability and
uncertainty in estimating the cost and benefits of
pyrolysis,***** so careful consideration through a thorough
cost-benefits analysis is required to decide whether pyrolysis is
a viable option.
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